C NMR spectra were measured on a Bruker DPX 400 MHz spectrometer in DMSO-d 6 or CDCl3 with chemical shift (δ) given in ppm relative to TMS as internal standard. High-resolution mass spectra (HRMS) were obtained on a Varian IonSpec QFT-MS spectrometer with the technique of electrospray ionization.
General procedure for the preparation of compounds 5a-o:
General procedure for the synthesis of 5: Aryl aldehyde 1 (1 mmol), DBU (0.35 mmol) and malononitrile 2 (1 mmol) were triturated together in an agate mortar with a pestle for 5 minutes. Then the mixture was kept at 55 ˚C for a certain time (monitored by TLC). After addition of another aryl aldehyde (1 mmol), sulfamethiazole salt (0.15 mmol) was added and mixed thoroughly by grinding at 55 ˚C. The reaction mixture was mixed by grinding every half an hour with a pestle in mortar during 1-5 h reaction time (monitored by TLC). The resultant mixture was cooled to room temperature, purified through column chromatography using acetone and petroleum ether (1:5) as the elutent, to give pure product 5a-o.
To confirm that this is a NHC involved synthesis, some control experiments were conducted. The multicomponent reaction was first studied with phenyl aldehyde and malononitrile as model reactants. When DBU was used as the single catalyst, the reaction gave the intermediate 6a ( 163.5, 136.6, 131.2, 129.4, 129.0, 128.8, 128.6, 128.3, 126.9, 124.2, 121.8, 115.5, 69 
Compound 5b：
Yield 78 
13
C NMR (100 MHz, DMSO-d 6 ) (, ppm): 163.5, 159.4, 136.7, 132.5, 130.1, 129.4, 128.6, 126.9, 124.3, 121.6, 121.0, 115.5, 114.4, 113.8, 69 
Compound 5d：
Yield 81 163.6, 137.4, 131.9, 131.7, 131.3, 131.1, 130.6, 129.3, 128.8, 127.4, 125.6, 124.6 163.6, 135.3, 133.6, 133.4, 132.9, 131.0, 130.6, 128.6, 128.5, 127.7, 126.7, 123.6, 122.5, 122.0, 115.0, 69.3 135.8, 133.2, 131.4, 130.6, 129.8, 129.2, 128.8, 127.9, 125.9, 121.3 163.7, 134.6, 131.8, 131.5, 131.4, 131.2, 131.1, 130.6, 129.3, 129.2, 125.5, 124.1, 121.5, 114.8, 69.3 (, ppm): 163.4, 159.4, 159.1, 136.4, 132.5, 130.5, 130.1, 129.7, 122.0, 121.1, 116.6, 115.5, 114.5, 113.8, 112.5, 109.5, 69.3, 55.1, 54.8 
13
C NMR (100 MHz, DMSO-d 6 ) (, ppm): 163.7, 135.8, 132.1, 131.7, 130.9, 130.1, 128.3, 126.2, 121.9, 121.5, 119.9, 115.2, 69 162.5, 136.2, 131.7, 131.5, 131.1, 129.0, 128.6, 128.2, 125.6, 121.5, 119.1, 89.5, 58.5, 13.9 163.5, 162.2, 134.1, 132.3, 132.0, 131.6, 128.0, 127.2, 124.0, 121.8, 119.8, 112.7, 88.9, 58.5, 14.0 
